Experimental crystallographic tables
For all structures: Z = 4; experiments were carried out at 293 K with Mo Kα radiation using a SuperMova, single source at offset, Eos diffractometer; numerical absorption corrections based on Gaussian integration over multifaceted crystal models were implemented using various versions of CrysAlis Pro software; 1 structures were solved using SHELXS 2 and refined using SHELXL 2 in Olex2; 3 H-atom parameters were constrained. For the refinement of γ-1, two distance restraints (DFIX) were required on the macrocycle to obtain more sensible C-C distances. Table A3 . Average partial atomic charges (in a.u.) derived from the Mulliken population analysis (C atoms omitted). The structure of α-1 has been previously described. 4 The complex crystallizes in monoclinic space group P2 1 /n with a = 8.4502 (4) Table A4 ).
Geometry optimization results

Phase
This affords a distant, apically located O donor atom interacting with the metal center; the Pd···O distance of 2.958(4) Å lies within the sum of the relevant van der Waals radii [3. 15 Å]. 6 The metal center is located slightly [0.0128(10) Å] out of the equatorial plane in the direction 6 opposite from the apical oxygen. The molecules pack into dimeric units about an inversion center such that the Pd center in one molecule rests over the Pd1−S7 bond of another (Table A5) , with a perpendicular separation of 3.6247(2) Å between the PdCl 2 S 2 least-squares planes. These dimers can then be considered as packing in ABAB alternating sheets in the bc plane, giving rise to a herringbone-like pattern when viewed parallel to the a axis (Fig. A2) . Displacement ellipsoids are drawn at 50 % probability. However, when considering the ideal plane formed by S4, S7 and Cl2, the metal center is found to locate 0.0197(10) Å out of the plane towards the oxygen. Similarly to α-1, the molecules pack into dimeric units related by inversion centers, in this case with the Pd centers locating much more centrally over each other (Table A7 ). The perpendicular separation between their PdCl 2 S 2 least-squares planes is 3.5237(10) Å. In contrast to α-1, the dimers pack into sheets in the bc plane affording alternating hydrophilic and hydrophobic layers (Fig. A4) . Displacement ellipsoids are drawn at 50 % probability. (Fig. A6 ) and can be designated as C (5) following graph set analysis 7 . This interaction lies somewhat outside the sum of the van der Waals radii [3.15 Å] 6 and so is not considered to represent a significant interaction. Displacement ellipsoids are drawn at 50 % probability. Intermolecular Pd···O interaction are highlighted using a dashed bond, hydrogen atoms are omitted for clarity and displacement ellipsoids shown at 50 % probability.
Structure of α-2
Crystals of α-2 were readily obtained as pale green blocks by diffusion of Et 2 (Table A10) , with a perpendicular separation of 3.68151(12) Å between their PtCl 2 S 2 least-squares planes. These dimers can then be considered as packing in ABAB alternating sheets in the bc plane generating a herringbone-like pattern when viewed along the a axis in the manner seen for α-1. Displacement ellipsoids are shown at 50 % probability. (Table A12 ) and a perpendicular separation of 3.5471(6) Å between their PtCl 2 S 2 least-squares planes. The dimers then pack into sheets in the bc plane affording alternating hydrophilic and hydrophobic layers in the manner seen for β-2. Displacement ellipsoids are drawn at 50 % probability.
